The parent unsubstituted indigo compound is planar with an aromatic system delocalized over the entire molecule, while a series of N-monoacylindigo and N,N'-diacylindigo compounds, for which the change of the short H•••O distances directly correlates with the changing acidity of the relevant C-H group and the corresponding changing basicity of the corresponding C=O group, was used about twenty-five years ago to convincingly demonstrate the existance of intramolecular C-H•••O hydrogen bonding interactions [1]. This work reports analysis of another compound in the same series, N,N'-di(methoxyacetyl)indigo. While the two halves of the di(methoxyacetyl) derivative would seem to be chemically equivalent, they unlike other symmetric indigos, are not structurally equivalent. Furthermore, one methoxy group is ordered in the crystal structure and the other is disordered with occupancy factors of 0.6:0.4. Both the nonequivalence and the nonstatistical disorder can be understood on the basis of supramolecular analysis of the intra-and inter-molecular noncovalent interactions of the highly distorted indigo molecule. 
